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COMPOSfTlON USEFUL FOR ELASTOMERIC ARTICLES 
AND ARTICLES PREPARED FROM THE COMPOSITION 

This invention relates to a composition useful for preparing elastomeric articles 
j such as films, fibers, woven articles and non-woven articles. The articles of this invention may 
be used in a wide variety of applications where elastomeric materials are useful. In particular, 
such artides are useful as low cost elastic members for disposable wearing apparel such as 
diapers and incontinent briefs, and other articles induding medical gowns and disposable 
dresses. 

t The use of thermoplastic elastomers in such applications is well known. One class 

of thermoplastic elastomers is block copolymers having monovinylidene aromatic monomer 
blocks and conjugated diene monomer blocks. Such thermoplastic elastomers are often 
difficult to process, in that pure thermoplastic elastomers often do not draw well when 
extruded into articles. Therefore, such thermoplastic elastomers are often blended with other 

1 5 polymers to improve their processing. Thus, thermoplastic polymers such as polypropylene, 
polystyrene, polyethylene, ethylene vinyl acetate copolymers and polyurethane are suggested 
for mixture with the thermoplastic elastomers. See Kelly. U.S. Patents 4,329.309, 4.173.612 and 
4.305.990. 

Such thermoplastic elastomers blended with thermoplastic resins may, in certain 
20 circumstances, have poor stress relaxation properties and stress strain test of such materials 
show significant permanent deformation. Furthermore, such materials demonstrate high 
creep compliance, wherein creep compliance isdefined as the time-dependent ratio of strain to 
stress. In addition, the use of unsaturated styrene block copolymers, although desirable for 
improving the aforementioned mechanical properties undergo change during thermal 
25 processing resulting in changes in physical properties and melt viscosity. Also, such materials 
exhibit low modulus of elasticity values in both directions when in some applications, a high 
modulus of elasticity is required in at least one direction. 

Also, many elastomeric films yield balanced physical properties in the machine 
and transverse direction (that is, elastic modulus properties approximately equal in both 
30 directions). This is desirable in many applications. In other applications it is desirable to 
prepare films with unidirectional elastic properties (that is, elastic modulus properties in the 
machine direction which are much greater than in the transverse direction). 

Therefore, what is needed is a thermoplastic elastomer composition which is 
useful for making elastomeric artides which has good stress relaxation properties, high stress 
35 retention, low creep compliance properties and a limited change in melt viscosity during 
processing and good elastic properties in at least one direction (preferably the transverse 
direction). 
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The invention is a composition useful in preparing elastomeric articles which 
comprises: (a) from 70 to 95 parts by weight of one or more block copolymers) corresponding 
to Formula (I): A-B-R(-B-A) n or Formula (II): Ax-(BA-)y*BA wherein each A is a polymer block 
comprising a monovinylidene aromatic monomer and each B is a polymer block comprising a 

5 conjugated diene anrfoptionally a monovinylidene aromatic monomer, R is the remnant of a 
multifunctional coupling agent, n is an integer from 1 to 5, x is 0 or 1 , and y is a real number 
from 0 to 4, at least about 40 percent by weight of the block copolymers have the B block 
comprised of isoprene, the weight percent of monovinylidene aromatic monomer in the block 
copolymer is from 10 to 35 percent by weight, the total block copolymer composition contains 

1 0 no more than about 4 percent by weight of a diblock of the formula B-A, the block copolymers 
have a melt flow rate of from 2 to 30; and 

(b) from 5 to 30 parts by weight of a thermoplastic polymer comprising one or more of 

(i) a copolymer comprising a monovinylidene aromatic monomer and an anhydride; 

(ii) polystyrene; or 
15 (iii) polyethylene; 

wherein the total parts of block copolymer and thermoplastic polymer is 100 parts. 

In another embodiment, the invention comprises elastomeric articles comprising 
the composition of the invention. Such articles included films, fibers, non-woven netting and 
woven articles from fibers of the invention. The composition of the invention prepares 

20 elastomeric articles with good stress relaxation properties (that is, high stress retention) low 
creep compliance and limited change in melt viscosity during processing. Elastomeric is used 
herein as defined in ASTM D 1 566-94 Standard Terminology Relating to Rubber. 

The primary component of the compositions claimed herein is one or more block 
copolymers according to Formula I or Formula II. Both linear and radial block copolymers are 

25 suitably employed in the invention. 

Preferable monovinylidene aromatic monomers for use herein include styrene 
and alkyl substituted derivatives of styrene* Examples include styrene, a-methybtyrene, vinyl 
toluene. The most preferred monovinylidene aromatic monomer is styrene. The A polymer 
block comprises one or more monovinylidene aromatic monomers. The A polymer block may 

30 comprise no more than 1 percent by weight of an ethylenically unsaturated co-monomer which 
polymerizes under anionic conditions. Preferably the A polymer block contains no co- 
monomers. Preferably, the amount of monovinylidene aromatic monomer in the block 
copolymer is 1 0 percent by weight or greater, more preferably 1 2 percent by weight or greater. 
Compositions where the monovinylidene aromatic monomer content is less than about 

35 10 percent by weight have inadequate strength. Preferably, the amount of monovinylidene 
aromatic monomer in the block copolymer is 35 percent by weight or less, and more preferably 
28 percent by weight or less. Preferably, each monovinylidene aromatic monomer block has a 
peak molecular weight of 8,500 or greater and more preferably 9,000 or greater. Preferably, 
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eachmonovinylidene aromatic monomer block hasapeak molecular weight of 18,000 or less. 

more preferably 1 6,000 or less. 

Conjugated dienes preferably employed in the present Invention include 
1,3-butadiene. Isoprene or mixtures thereof. Preferably, the conjugated diene is isoprene. 
5 PreferablytheB block may further comprise no more than about 1 percent by weight of an 
ethylenically unsaturated co-monomer which iscopolymerizable under anionic conditions. 
Preferably, the ethylenically unsaturated co-monomer useful in this invention consists of 
carbon and hydrogen. The conjugated diene block preferably has a peak molecular weight of 
35,000 orgreater and more preferably 40,000 or greater. The conjugated diene block 

10 preferablyhasapeakmolecularweightof130.000orless,morepreferably125,0(» W In 
the embodiment where the block copolymer is in radial form, the diene blocks' peak molecular 
weight can range from 50.000 to 240,000. Preferably, the block copolymer has a peak 
molecular weight of 50.000 or greater, more preferably 60.000 or greater.and even more 
preferably 70.000 or greater. Preferably, the block copolymer has a peak molecular weight of 

15 I80.000orless.morepreferably160.000orlessandevenmorepreferably150.000orless. A 

blend of two or more block copolymers may be used in this invention. 

Molecular weights are determined by gel permeation chromatography 
employing a polystyrene standard. Molecular weights for all blocks or polymers except 
polystyrene based block or polymers, are corrected according to the method disclosed in 
20 Runyon et al.. ftepjled Pclvmer Science 13. 2359 (1969) and Tung. I. of Applied Polymer 

Science 24. 953 (1979). 

Most preferably, however, the block copolymers are triblock copolymers, that is. 
Formula (I) wherein n is equal to 1 or Formula (II) where x is 1 and y is 0. Preferably the block 
copolymer component comprises a blend of a styrene-isoprene-styrene triblock copolymer and 
25 a styrene-butadieni-styrene triblock copolymer. In such embodiment, preferably, the 

styrene-isoprene-styrene block copolymer is present in an amount of 40 percent by weight or 
greater, more preferably in 50 weight percent or greater, even more preferably 60 weight 
percent or greater and most preferably 70 weight percent or greater. Preferably, the 
styrene-isoprene-styrene triblock copolymer is present in an amount of 95 weight percent or 
30 Iess.moreprererebly90weightperrent«»rlessandmostpreferably80weightpereemorless. 

In such blend, the styrene-butadiene-styrene triblock copolymer, if present, is present in an 
amount of 5 percent by weight or greater, more preferably 10 percent by weight or greater 
andmostpreferably20percentbyweightorgreater. Preferably. the 
styrene-butadiene-styrene triblock copolymer is present in an amount of 60 percent by we.ght 
35 or less, more preferably 50 percent by weight or less, even more preferably 40 percent by 
weight or less and most preferably 30 percent by weight or less. 

Preferably.the block copolymer or mixture of block copolymers hasameltflow 
rate (g/10 minutes. 20(rX, 5 Kg) of greater than or equal to 1 . more preferably the block 
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copolymer has a melt flow rate of 2 or greater and most preferably 3 or greater. Preferably, the 
block copolymer or mixture of block copolymers has a melt flow rate of 30 or less and more 
preferably of 25 or less and most preferably 20 or less. 

The block copolymer composition contains no more than the specified amount of 

5 diblock copolymers. Diblock copolymers are polymers which contain only one monovinylidene 
aromatic monomer block and one conjugated diene block. The presence of significant diblock 
results in inferior properties in elastomeric artides prepared from the compositions of the 
invention, for example, lower stress retention and higher creep compliance. Preferably, the 
diblock copolymers are present in an amount of 4 percent by weight or less and more 

10 preferably 2 percent by weight or less of di blocks are present The presence of diblock can be 
prevented by choice of process to prepare the block copolymers. In particular, if a sequential 
polymerization process is used, the product is substantially free of diblock copolymers. Such 
sequential polymerization processes are well known in the art and preferred for the 
preparation of the block copolymers used in this invention, see for instance U.S. 

15 Patent 5,242984 and U.S. Patent 5,134,968. 

The composition of the invention may contain an extender which comprises 
hydrocarbon oils or p6h/mers or oligomers derived from monomers having olefinic 
unsatu ration compatible with the B block, or mixtures thereof. Among preferred extenders are 
aliphatic hydrocarbon oils or naphthenic oils, or mixtures thereof. More preferred extenders 

20 are the aliphatic hydrocarbon oils. The preferred aliphatic hydrocarbon and naphthenic oils 
are selected according to the ultimate end-use and the cost of such oils. Some commercially 
available block copolymers contain processing oils which are in effect extenders. Among 
preferred oils are TUFFLO'" 6056 mineral oil (trademark of Atlantic Richfield Company) and 
SHELLFLEX™ 371 mineral oil (trademark of Shell Oil Company). The preferred polymers useful 

25 as extender include styrene-ethylene-butene, polyisoprene, polybutadiene, polyethylene vinyl 
acetate, polyethylene methaoylate, ethylene-propylene diene monomer based polymers, 
styrene-butadiene random copolymers and ethylene-styrene copolymers. More preferred 
polymers include polyisoprene, polybutadiene, styrene-butadiene random copolymers and 
hydrogenated forms of such polymers. Most preferred polymers include polyisoprene, and 

30 polybutadiene and the hydrogenated forms of each polymers. The presence of an extender, 
especially an oil, tends to degrade the properties of the films prepared from the compositions 
of the invention. If too much is present the films do not exhibit the desired properties. The 
extender or oil, if present, is present in an amount of 14 percent by weight of the block 
copolymer composition or less, more preferably 1 0 percent by weight or less, even more 

35 preferably 5 percent by weight or less and most preferably 0. 

In Formula (I), n is preferably 1 to 3 and more preferably 1 . In Formula (II), x is 
preferably 1 and y is preferably an integer of from 0 to 2, and more preferably y is the integer 0. 
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Blended with the block copolymers is a thermoplastic polymer which enhances 
the processability and the final properties of the articles made from the composition of this 
invention. The thermoplastic polymer comprises a copolymer of a monovinylidine aromatic 
monomer and an anhydride copolymer, polyethylene, polystyrene, or a mixture thereof. 
5 In one embodiment, the thermoplastic polymer is a monovinylidene aromatic 

monomer anhydride copolymer. The monovinylidene aromatic monomer anhydride 
copolymers comprise in polymerized form from 3 to 35 weight percent of an unsaturated 
dicarboxylic acid anhydride and from 65 to 97 weight percent of a monovinylidene aromatic 
monomer. In one embodiment the monovinylidene aromatic monomer anhydride copolymers 
10 arerublw-modified.wtoconventionalrubbermodifierswellknownintheart Preferable 
anhydrides include maleic anhydride, itaconic anhydride, dtraconic anhydride and aconitk 
anhydride. Aromatic monovinylidene monomers include styrene, vinyl toluene, chlorostyrene. 
o-methylstyrene and t-butylstyrene, dichlorostyrene. Mixtures of said monomers may also be 
used. Preferably, the copolymer is a styrene-maleic anhydride copolymer. 
1 5 Various methods are known whereby the monovinylidene aromatic monomer 

anhydride copolymer may be prepared. Non-equimolar copolymers, such as described above, 
are readily prepared by a continuous process such as described in U.S. Patent 2.769,804. 
Preferably, the monovinylidene aromatic monomer anhydride is a homogeneous, essentially 
gel-free copolymer prepared according to U.S. Patent 3.336,267. The copolymers useful in this 
20 invention preferably have a melt flow rate of 0. 1 or greater and more preferably 1 .0 or greater^ 
(g/10 minutes. 230°C. 2.16 Kg). The copolymers useful in this invention preferably have a melt 
flow rate of 10.0 or less and most preferably 6.0 or less. Styrene maleic anhydride copolymers 
most preferred for use in this invention are available from Arco Chemical under the trademark 
and designations DYLARK* 332. and 232. Also useful are rubber-modified styrene maleic 
25 anhydride copolymers available under the trademark and designations DYLARX* 238, 250 and 
278. In this embodiment, the films prepared from the composition exhibit unidirectional 
elasticity in the transverse direction. In particular the films are elastic in the transverse direction 
and relatively non-elastic in the machine direction. 

In another embodiment, the thermoplastic polymer is polystyrene. The 
30 polystyrene useful in this invention^ 

compositionof this invention and the properties of the articles made from the composition of 
this invention and preferably hasamelt flow rate of 0.1 (g/10minutes. 200 CSKg) or greater 
and more preferably 1 .0 or greater. Polystyrene useful in this invention preferably has a melt 
flow rate of 20 or less and more preferably 15 or less. Polystyrene useful in this invention is 
35 availablecommerciallyfromavarietyofsources. Preferred polystyrene useful herein is crystal 
polystyrene and high impact polystyrene which is modified with rubbers having T 9 less than 
0°C preferably less than -20°Q to modify the impact properties of the foregoing 
monovinylidene aromatic polymers. Examples of preferable rubbers are homopolymers of C M 
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conjugated dienes, especially butadiene or isoprene; copolymers of one or more 
monovinylidene aromatic monomers and one or more conjugated dienes, especially 
butadiene or isoprene; copolymers of ethylene and propylene or ethylene, propylene and a 
non-conjugated diene, especially 1 ,6-hexadiene or ethylidene norbomene; homopolymers of 

5 alkyl acrylates; copolymers of alkyl acrylates and a copolymerizable co-monomer, 
especially a monovinylidene aromatic monomer or a C w alkyl methacrylate. Also included are 
graft polymers of the foregoing rubbery polymers wherein the graft polymer is a 
monovinylidene aromatic polymer. A most preferred rubbery polymer is polybutadiene or a 
styrene-butadiene copolymer. Most highly preferred polystyrenes and high impact 

1 0 polystyrenes are those wherein the polystyrene matrix has a weight average molecular weight 
(Mw) from 60,000 to 225,000 (preferably from 1 00,000 to 225,000 and more preferably from 
1 50,000 to 225,000). Examples of polystyrene preferred for use in this invention include 
polystyrene available from The Dow Chemical Company under the trademarks and 
designations STYRON* 685, STYRON* 613, STYRON* 623 and STYRON* 61 5 APR. 

15 In another embodiment, the thermoplastic polymer is polyethylene. Polyethylene 

useful in this invention is any polyethylene which enhances the processing of the composition 
of this invention and the properties of the articles made from the composition of this 
invention. Preferred classes of polyethylene are polyethylene plastomers, high impact 
polyethylene, low density polyethylene, linear low density polyethylene or ultra low density 

20 polyethylene. Preferably, the polyethylene has a melt flow rate of 0.1 or greater (g/10 minutes, 
190°C, 2.16 Kg), and more preferably 0.5 or greater. Preferably, the polyethylene has a melt 
flow rate of 8 or less, more preferably 6 or less, and most preferably 4 or less. Polyethylene 
preferred for use in this invention includes low density polyethylene and polyethylene 
plastomers available from The Dow Chemical Company under the trademark and designation 

25 LDPE 681 1, LDPE 640, LDPE 510, and LDPE 550 for low density polyethylenes and AFFINITY* PL 
1840, PL 1880, and PL 1845 polyethylene plastomers. 

In a preferred embodiment the block copolymer is present preferably in an 
amount of 70 parts by weight or greater of the total composition, more preferably 75 parts by 
weight or greater and most preferably 80 parts by weight or greater. The block copolymer is 

30 present in an amount of 95 parts by weight or less of the total composition, preferably 90 parts 
by weight or less and most preferably 85 parts by weight or less. The thermoplastic polymer is 
present in an amount of 5 parts by weight or greater, more preferably 1 0 parts by weight or 
greater and most preferably 1 5 parts by weight or greater. The thermoplastic polymer is 
preferably present in an amount of 30 parts by weight or less of the total composition, more 

35 preferably 25 parts by weight or less and most preferably 20 parts by weight or less. As used 
herein, parts by weight related to the block copolymer and thermoplastic polymer refers to 
compositions wherein the sum total of the parts of the two components is equal to 100 parts. 
The amount of thermoplastic polymer used is dependent upon the article produced and the 
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method of producing the article. One skilled in the art would recognize the necessary 
properties which the composition of the invention must have to allow the composition to be 
processed by the chosen method. For instance, films may be cast wherein as little as 5 parts by 
weight of thermoplastic polymer is used, whereas, at least about 1 5 parts by weight of the 
5 thermoplastic polymer is preferably used to prepare films by extrusion blowing methods. 

In one preferred embodiment, the thermoplastic polymer is a blend of the 
monovinylidene aromatic monomer anhydride copolymer with polyethylene, polystyrene ora 
mixture thereof. The total amount of thermoplastic polymer in this embodiment is preferably 
30 parts or less and more preferably 25 parts by weight or less. A composition according to the 
, o invention contains preferably 20 parts by weight or less of the total composition of 

monovinylidene aromatic monomer anhydride copolymer. Such composition comprises no 
more than 10 parts byweight polystyrene, polyethylene or a mixture thereof. If present, such 
blend comprises preferably 1 part by weight or greater of the total composition of polystyrene, 
where present, more preferably 2 parts by weight or greater. Such composition comprises 
15 preferablyl0pambyweightorlessofpolystyreneandmorepreferably7pambywe^ 
lessofpolystyreneandmorepreferablySpartsbyweightorlessof polystyrene. If present, 
polyethylene ispresent in an amount of 1 part by weight or greater and more preferably2 
parts by weight or greater. Such blend preferably comprises 10 parts by weight or less of 
polyethylene, more preferably 7 parts by weight or less of polyethylene and most preferably 5 
20 parts by weight or less of polyethylene. 

In another embodiment, the processing aid is a blend of polyethylene and 
polystyrene. Such blend comprises preferably 2 parts by weight or greater of the total 
composition of polystyrene, more preferably 3 parts by weight or greater of polystyrene and 
most preferably 5 parts by weight of polystyrene. Such composition comprises preferably 
25 i 5 pambyweightorlessofpolystyrime.morepreferabiy10pambywei^ 

polystyrene and most preferably 7 parts by weight of polystyrene. Such blend comprises 5 parts 
by weight or greater of polyethylene, more preferably 7 parts by weight or greater of 
polyethylene and most preferably 1 0 parts by weight of polyethylene. Such blend preferably 
comprises 28 parts by weight or less of polyethylene, more preferably 15 parts by weight or less 
30 of polyethylene and most preferably 13 partsby weight of polyethylene. 

The composition of this invention may further include ingredients commonly 
used in the art in compositions useful in preparing elastomeric articles, such asantiblock 
substances, antistatic agents, and slip agents, see for instance U.S. Patent 4,476.180. 

Preferred compositions of the invention may contain from 0 to 20 parts by weight 
35 of commercial antibiotic substances, preferably from 1 to 1 0 parts by weight The preferred 
antiblodc material is silica in a blend with polyethylene, for example. Product 1901 . a 50-50 
mixture of polyethylene and silica available from Southwest Chemical. Houston. Texas. The 
poryethylenecomponent from this additive isapart of the thermoplastic polymer additive. 
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Parts by weight as used herein for additional additives means parts per 1 00 parts of the claimed 
composition of the block copolymer and the thermoplastic additive. 

Reduction of blocking in the films of the present invention can also be obtained 
by loading the film surface with small particles or powders such as chalk, clay, silica, and similar 
5 materials. Powdered polymeric materials (for example., polytetraf luoroethylene) can also be 
used to reduce blocking. Those skilled in the art would recognize how much of this additive to 
utilize. 

Antistatic agents may be used in compositions of the invention; examples of such 
agents indude ethoxylated amines and quaternary amine salts having organic constituents of 

10 1 2 to 1 8 carbon atoms in length. Agents of this type slowly defuse to the surface of the film 
and, because of their ionic character, form an electrically conductive layer on the surface of the 
film. Antistatic agents commonly constitute from 1 to 5 parts of the weight of the composition. 

Slip agents may be incorporated into the composition of the invention to reduce 
die lip build-up and drag over rollers and other forming equipment Examples of such agents 

1 5 are those commonly derived from amides of fatty acids having 1 2 to 22 carbon atoms. Such 
agents may augment the antiblocking properties of the composition of the invention. Such slip 
agents are commonly incorporated in compositions in amounts of from 0.05 to 5 parts by 
weight of the composition. A preferred slip agent is KEMAMIDE* 'E' ultra fatty amide 
(Erucamide) available from Humko Chemical Division, Witco Chemical Corp., Memphis, 

20 Tennessee, U.S.A. 

In order to minimize degradation of films of the invention during processing by 
extrusion or other techniques, heat stabilizers and antioxidants commonly used in the art may 
be added to the compositions. Examples of heat stabilizers and antioxidants that may be used 
indude IRGANOX* 1010 tetrakis(methylene (3,5- di-tert-butyM-hydroxyhydrocinnamate)) 

25 methane, IRGANOX* 1076 octadecyl 3,5-di-tert-butyl-^hydrohydroxydnnamate and 

IRGANOX* 5654-((4>bis(octylthio)-s-^ Secondary 
antioxidants may be used with the primary antioxidants, for example aromatic phosphite 
compounds such as tr is-nonyl-phenol phosphite. Heat stabilizers and antioxidants are 
incorporated in the compositions of the invention at a level of from 0.05 parts to 1 .5 parts by 

30 weight of the composition, when used. 

Degradation of the films of the present invention by exposure to ultraviolet light 
can be moderated by the addition of photostabilizers known in the art Examples of preferred 
photostabilizers include derivatives of benzophenone. Such photostabilizers are generally 
incorporated in the polymer formulations at a level of from 0.1 parts to 3 parts by weight of the 

35 composition, when used. 

Pigments may be added to the polymer formulations to impart a particular color 
to the resulting films. Pigments are typically added to the resin blend in the form of 
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concentrates, formulated to improve dispersion of the pigment, at levels of from 0.5 parts to 
5 parts by weight of the composition, when used. 

The optional constituents described hereinabove may be used alone or in 
combination with any or all of the other optional constituents. If the additive is added in 
5 admixture with a thermoplastic polymer as described herein, the amount of thermoplastic 
polymer mixed with the additive is counted in the total amount of thermoplastic polymer used 
in the formulation. 

The compositions of the invention may be prepared by contacting the ingredients 
in an appropriate mixing device such asan extruder, twin-screw extruder or a high efficiency 
10 mixer typically used for thermoplastics or thermoplastic elastomers, such as a Banbury or Farrel 
Continuous Mixer (FCM). For laboratory size samples a bench top intensive mixer such as a 
Haake Rheocord 90 with a mixing bowl is preferred The mixing can be performed in the 
process of forming an artide. for instance, in a blown film or cast film process, or as a separate 
step. When mixing is performed in an apparatus separate from the forming device, the 
15 composition is pelletized using conventional pelletizing equipmentsuch as that offered by 
Gala Industries Inc. Eagle Rock, Virginia, U.S. A. and Conair Jetro. Bay City, Michigan. U.S.A. 
Pelletized product in such embodiments is then fed directly to the forming device. The mixing 
is preferably performed at a temperature of about 130»C or greater and more preferably ata 
temperature of about 1 50«C or greater. The mixing is preferably performed at a temperature 
20 of about 22S"C or less and more preferably at a temperature of about 205'C or less. 

The compositions of this invention can be formed into elastomeric objects such as 
films, fibers, netting and can be used as is or attached to woven artides and non-woven articles. 
Processes for preparing such materials are well known to those skilled in the art Films may be 
prepared using extrusion blown means or cast means. 
25 Extrosion blown films may lie prepared from the comp^ 

using standard equipment, standard techniques and typical conditions. A polyolefin-type 
extruder is preferred, but other designs are also acceptable. A die gap of 5 to 1 20 mils 
(127 microns to 3048 microns) is acceptable, a gap of 10 to 80 mils (254 microns to 2032microns) 
is preferred, and a gap of 20 to 50 mils (508 microns to 1270 microns) is most preferred. Melt 
30 temperatures of 1 70*C to 225«C are aaeptable and between 175'C and 205«C are preferred. A 
blowup ratio of 1.0:1.0 to 3.0: 1.0 is preferred. Rapid cooling of the extruder blown film is 
preferablyperformedbyadual lip cooling ring. Oue to the low modulus of the film produced 
from the composition of this invention, a rollered collapsing frame Is preferred to avoid bubble 
chatter. 

35 Afilmwhich isextrusionblownfromthecomposltionof this invention * between 

0.5and10mils(12.7microns to 254microns) in thickness, and is preferably betweenland 
6mils(25.4micronsto152.4microns) in thickness and is most preferably between 1 and 4 mils 
(25.4 microns to 101 .6 microns) in thickness. 
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Cast films can be processed at extruder conditions and die gaps similar to 

extrusion blown films. Draw down ratios of 5: 1 to 20: 1 are preferred. 

Creep compliance properties were determined according to ISO 899-1981(e) 

modified for elastomeric products. Strain is measured by hanging a 300 g weight from a 
5 sample for a period of 60 minutes in a forced air oven at 37.2°C with a 1 inch (2.54 cm) gauge 

mark on the sample. For compression molded specimens the sample is an ASTM-D 41 2 Type C 

dumbbell (0.76 mm thick). Measurements are taken in the oven under load after 60 minutes. 

For film samples the samples are 25.4 mm wide x 101 .6 mm long x 0.076 mm thick. 

Measurements are taken at 0 and 60 minutes. The percent strain is determined at 60 minutes. 
10 Creep compliance is the time-dependent ratio of strain to stress during creep and the units are 

MPa\ 

Stress relaxation properties were determined according to ASTM D2991-84. Stress 
relaxation is defined as the time-dependent decrease in stress in a solid under given constraint 
conditions. Stress relaxation is measured using an INSTRON Model 1 1 23 load frame with a 
15 22.67 kg load cell, at 25.4 mm gauge length; only one specimen was tested and data was 
collected up to a maximum of 30 minutes; single point relaxation data is reported herein as 
stress retention. Stress retention is defined as the fraction of initial force at maximum 
extension retained after 30 minutes of relaxation (retention = stress (30 minutes)/ stress 
(initial) x 100). 

20 Preferably, the elastomeric articles of this invention have a creep compliance of 

1.5 MPa* 1 or less and most preferably 1.0 MPa* 1 or less in at least one direction. Preferably, the 
elastomeric articles of the invention have a permanent deformation of 1 0 percent or less and 
more preferably 8 percent or less as measured according to ASTM-D 4649. Permanent 
deformation is measured at 200 percent elongation. Preferably, the elastomeric articles of the 

25 invention have a retention in at least one direction of 60 percent or greater and more 
preferably 65 percent or greater. 

In applications where a high modulus of elasticity is required in at least one 
direction while retaining elastic performance in the perpendicular direction, articles of this 
invention are prepared preferentially with a monovinylidene aromatic monomer anhydride 

30 copolymer as the thermoplastic material. Articlesof such composition preferably demonstrate 
the elastomeric properties defined in the preceding paragraph in at least one direction. 
Articles of the invention preferably demonstrate a modulus of elasticity in at least one direction 
of 60 MPa or greater, even more preferably 75 MPa or greater and more preferably 90 MPa or 
greater as measured according to ASTM-D 882. 

35 The following examples are included for illustrative purposes only and are not 

intended to limit the scope of the claims. Unless otherwise stated, all parts and percentages are 
by weight 

The following materials were used in the examples. 
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SBS is VECTOR* 8550-D styrene block copolymer (28.7 percent styrene, 
71 .3 percent butadiene, melt flow rate of 6.4 g/1 0 minute. (200°C 5.0 Kg load)) hawing a peak 

molecular weight of 77,603. 

SIS-1 b VECTOR* 4100-D (15.1 percent styrene, 84.9 percent isoprene, melt flow 
5 rate 4.9 g/1 0 minute (200°C, 5 Kg load) having a peak molecular weight of 1 57,358. 

SIS-2 is VECTOR* 421 1 styrene block copolymer (30.0 percent styrene, 70.0 percent 
isoprene, melt flow rate 10.6 g/10 minute (200°C 5 Kg load) having a peak molecular weight of 
93,812). 

SIS-3 is VECTOR* 6101-D styrene block copolymer (18.8 percent styrene, 
10 81.2 percent isoprene, melt flow rate 10.4 g/10 minutes (2NTC, 5 Kg load) having a peak 
molecular weight of 1 23.935). 

SIS-4 is VECTOR* 41 13 styrene block copolymer (a blend of a 
styrene-isoprene-styrene triblock copolymer and a diblodc of styrene-isoprene (18.0 percent 
diblock, 1 5.3 percent styrene, 84.7 percent isoprene, melt flow rate 10.5 g/1 0 minute. (200°C, 5 
1 5 Kg load) having a peak molecular weight of 151,607). 

SMA is DYIARK* 332, a styrene maleic anhydride copolymer (having a melt flow 
rate of 1.9 g/10 minutes. (230°C. 2.16 Kg load). 

PE is Dow LDPE* 681 (density 0.922 g/cc, melt flow rate 5.52 g/10 minute (200°C. 5 

Kg load)). 

2Q ps is STYRON* 685 polystyrene (melt flow rate 3.0 g/10 minute (200°C, 5 Kg load)). 

AO is IRGANOX* 1010 hindered phenolic-type antioxidant 
KE is KEMAMIDE* E ultra fatty amid (Erucamide) slip agent. 
ABC is Southwest Chemical Co., antiblock concentrate (50% LDPE/50% silica), 
Product 1901. 

• Molecular weights were determined according to gel permeation 
chromatography using polystyrene standards. More particularly, size exclusion 
chromatography was used. The apparatus used has 2 columns of 10A5 A, 1 column of 10A4 A 
and one mixed bed. The solvent was tetrahydrofuran (THF). The temperature was 40°C The 
apparatus was calibrated over a range of 1 350 to 3,1 50,000 polystyrene standards from 
30 Polymer Labs. Molecular weights were corrected according to Runyon, supra. 
Example 1 

23.8 g of SBS, 23.8 g of SIS-1 , 4.2 g of PS, 4.2 g of LDPE, and 0.28 g of AO was 
pre-mixed into a 400 mL container. A Haake Rheocord 90 torque rheometer with Model 600 
mixing bowl was pre-heated (Zones land 3: 193°C;Zone2: 188"C). The above mixture (56 g 
35 total) was loaded into a bowl with rotors turning at 20 RPM and the overhead ram. which had 
5 Kg weight, was lowered. The rotor was increased to 50 RPM within 3 minutes. At 50 RPM, 
zone temperatures were adjusted to maintain polymer melt near 200°C After 1 0 minutes 
processing, the rotors were stopped, the mixer disassembled, and the fused mixture removed 
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and immediately placed on pre-heated Farrel 3 inches by 7 inches (7.6 cm by 17.8 cm) roll mill 
(Model 3FF500) at 1 55°C roll temperature for 90 seconds. The sheet was removed and used for 
subsequent testing. Sheets were prepared (approximately 0.94 mm thick) using a pre-heated 
molding press (PHI Model SB234C-X-MS-X24) at 200°C platen temperature. 7.0 to 7.5 g of the 

5 above roll mill specimen was evenly distributed into a 75 mm wide by 1 1 5 mm high by 0.94 mm 
thick chase layered between tetrafluoroethylene-coated glass sheet and metal backing plates. 
The alignment of roll mill direction was tracked. The specimen was molded as follows: 
pre-heat 3.0 minutes at minimal pressure; medium force 0.5 minutes (10,000 Kg ram force); 
material cure 3.0 minutes (20,000 Kg ram force); cooling period 4.5 minutes (20,000 Kg ram 

1 0 force, ambient temperature water cooling). The specimens were stored at least 24 hours at 
23°C and then die-cut using an ASTM-D 1822 Die L Relaxation data were determined 
according to ASTM D2991-84 using an INSTRON Model 1 123 load frame with a 22.67 kg load 
cell. Initial gauge length was 25.4 mm and only one specimen per compound was tested. 
Samples were pulled transverse to the roll mill direction to 200 percent elongation at a rate of 

1 5 508 mm/ minute crosshead rate and data collected at regular intervals up to a maximum of 30 
minutes as described as follows: 



Time (Min.) 


0 


0.5 


1 


2 


3 


5 


10 


20 


30 


Force (N) 


5.52 


4.67 


4.58 


4.49 


4.40 


4.31 


4.14 


4.00 


3.87 



20 Single-point relaxation data is reported as stress retention where stress retention 

or retention is defined as the fraction of initial stress that is retained at 30 minutes 
(retention = stress (30 minutes)/ stress (initial) x 100). In this example, stress retention is 
3.87/5.52x100 = 70.1%. 

Using the above-type specimens, tensile properties were obtained according to 

25 ASTM-D 412: ultimate tensile strength = 17.84 MPa, ultimate elongation at break = 

1 006 percent; force at 1 50 percent, 200 percent and 300 percent was 1 .79 MPa, 2. 1 2 MPa and 
2.94 MPa, respectively. Using above-type specimens, permanent deformation was determined 
according to ASTM 4649 (A13, Type I material method modified as follows: crosshead rate at 
25.4 mm per minute, 25.4 mm gauge length, 200 percent maximum elongation tested only, 

30 compression molded specimens). Results were 4.8 percent permanent deformation. Melt flow 
rate (ASTM D1 238, 200°C, 5 Kg) for the processed blend was 6.8 g/10 minutes. Using specimens 
prepared as described above, creep compliance properties were determined according to 
ISO-899-1981 1981 (E) modified for elastomeric products (37.2°C in a forced air oven, 300 g 
force, 60 minutes, ASTM-D 41 2 Type C specimens, 0.91 mm thick, 25.4 mm gauge length, 

35 percent strain measured. Creep compliance for the processed blend was 0.062 MPa* 1 . 
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Example 2 

4849 g of SIS-3. 572 g of LDPE, 285 g of PS. 143 g of KE and 57 g of AO were 
blended in a 20-liter dosed bucket for 20 minutes, then compounded and pelletized on a 
Wemer-Pfleiderer ZSK twin-screw extruder (1 340 mm length, 1 atmospheric vent. 4 die holes of 
5 3mmdiameter). The extruder was operated at 200 RPM.133-C to 185«C The pellets were 
dried. Film was blown from pellets using a Modern Plastics Machine (MPM) film tower 
attached to an MPM single-screw extruder with a 48 mm diameter die. Temperatures were 
171°Cto 191°Cand layflat was approximately 216 mm. Rim specimens were cut using a 
25.4 mm x 1 52.4 mm die in both machine direction and transverse direction from a test sample 
10 of 0.08 mm thickness (Blow Up Ratio (BUR) = 2.9. and Draw Down Ratio (DDR) = 8.8). 

Machine direction results were: ultimate tensile strength = 1 9.68 MPa.uKimate elongation at 
break = 950 percent, force at 100 percent. 150 percent and 300 percent elongation - 
2.33MPa.2.61 MPa and 3.25 MPa. respectively. Transverse direction test results were: ultimate 
tensile strength = 1 7.84 MPa. ultimate elongation at break = 950 percent, force at 
, s 100 percent. 1 50 percent and 300 percent elongation = 1 .79 MPa. 2.01 MPa and 2.52 MPa. 
respectively. Relaxation data were collected as in Example 1 except that film type specimens 



were i 



sea. 

Time (Min.) 


0 


0.5 


1 


2 


3 


5 


10 


20 


30 


Force (N) 


4.63 


3.91 


3.84 


3.77 


3.72 


3.6/ 


3.60 


3.51 


3.44 



20 



In this example, stress retention is 3.44/4.63 x 100 = 74.3%. 
Results according to ASTM-D4649 (A13.Type I material method, crosshead note 
at 101.6 mm per minute. 101.6 mm gauge length. 200 percent maximum elongation tested 
only) were 8.8 percent permanent deformation. 
25 Creep compliance data were collected as in Example 1 except that film type 

specimens were used. Creep compliance for the film in the transverse direction was 0.626 

MPa' 1 . 

Examples 3-17 

Compositions and compression molded samples were prepared and tested 
30 according to Example 1. The compositions of each sample are compiled in Table.. The results 
of testing are compiled in Table L Standard processing means processing for 10 minutes. 
Extended processing means processing for 45 minutes. In Table I the total amount of all 
components for each example is 100 weight percent In Table I parts SBC and parts 
thermoplastic refers to the parts of SBC and thermoplastic present, respectively, in relatK>nsh-p 
35 to the total parts of SBC and thermoplastic present. 
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Phvsinl PrQMrtin • PInu« 

Standard Processing Mert Flow Rate, g/10 min. 
Extended Processing Melt Flow Rate, g/10 min 
Tensile Strength, MPa 
150% Modulus, MPa 
200% Modulus, MPa 
300% Modulus, MPa 


Stress Ret., % , at 30 min. 

Processed Stress Ret., % %, at 30 min. 

Perm. Oef. f % 

Processed Perm. Oef ., % 

Creep Compliance, MPa* 1 %, at 60 min. 
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Example 18 

307Pounds(139.5Kg)ofSIS-3. 156 pounds (70.9 Kg) of SBS. 101 pounds (45.9 Kg) 
ofSMA,29poundsofABC.2.89pounds(1.3Kg)ofAOand3.47pounds(1.57Kg)ofKEwere 

blended in a 500-liter ribbon blender for 30 minutes, then compounded and pelletized on a 
5 Wemer-Pfleiderer ZSK-70 twin-screw extruder equipped with a Gala pelletizer (1 atmospheric 
went. 24dieholesof 6.35 mm diameter). The extruderwas operated at250to 300 rpm. 145 to 

215°C Pellets were placed on a pre-heated Farrel roll mill asdesaibed in Example 1 and 
prepared into sheets and tested as in Examples 3 to 1 7. The results are compiled in Table 2. 

Film was blown from pellets using a Modern Plastics Machine (MPM) film tower 

10 a ttachedtoanMPMsingle-screwextruderwitha48mmdiameterdie. Temperatures were 
160»C to 205»C and layflat was approximately 200 mm. Film specimens were cut using a 25.4 
mm by152.4die in both the machine and transverse direction fromatest sample of 0.076mm 
thickness(BUR = 2.7.DDR = 7.34). Machine direction results were: ultimate tensile strength 
= 15 20 MPa, ultimate elongation atbreak = 906 percent force at 150 and 300 percent 

15 elongation = 7.27 MPa and 7.92 MPa respectively. Transverse direction results were: ultimate 
tensile strength = 1 2.03 MPa. ultimate elongation at break = 881 percent, force at 1 50 and 
300 percent elongation = 1.77 MPa and 2.45 MPa respectively. Relaxation data were collected 
as in Example 2 for film specimens. 



20 



Time (Min.) 


0 


0.5 


1 


2 


3 


5 


10 


20 


30 


Force (N) 


3.71 


3.20 


3.07 


2.98 


2.91 


2.83 


2.71 


2.60 


2.54 



In this example, stress retention b 2.54/3.71 x 100 = 68.4%. 

Results for permanent deformation, according to ASTM D4649 (A13,Type 1. 
25 material method, crosshead rate at 25.4 mm/min.. 25.4 mm gauge length. 200 percent 
maximum elongation tested only), were 7.4 percent permanent deformation. 

Results according to ASTM 882 for elastic modulus (25.2 mm x 152.4 mm x 0.076 
mm sample, 1 01 mm gauge length, 2.54 mm per 25.4 mm strain rate) were for the machine 
direction 119.5 MPaandforthetranwerse direction 6.15 MPa. Creep compliance data were 
30 collected as in Example 2. Creep compliance for the machine direction 0.003 MPa-1 and for the 
transverse direction 0.852 MPa- 1 . 
Example 19 

AsamplewaspreparedandtestedaccordingtoExample 18. The composition 
and results are compiled in Table II and are compared to Example 1 8 in Table II. 

35 
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TABLE II 



10 



15 



20 



25 



30 





EXAMPLES 




! 18 


19 








SJS-3 


51.20 


65.62 


SBS 


26.06 


16.40 


SMA 


16.90 


0 


PS 


0 


4.86 


PE 


0 


7.22 


ABC 


4.81 


4.86 


AO 


046 


0.46 


KE 


0.56 


0.59 








Parts SBC 


80 


85 


raro i nvnnopM>ii\ 


20 


15 


HSKofSBC 


66 


80 


HDiblock 


0 


0 


%StyrenemSBC 


21.81 


20.26 


Ptivsical ProtMrrtiM - PJaaues 






Melt Flow Rate, g/10 wan. 


10.8 


10.8 


Tensile Strength. MPa 


11.38 


14.21 


150% Modulus. MPa 


237 


1.57 


200% Modulus. MPa 


2.90 


1.89 


300% Modulus. MPa 


4.06 


2.50 


Ultimate Elongation. H 


1075 


1163 


Stress Ret.. % 


61.4 


73.6 


Perm. Def % 

Creep Compliance. MPa' 1 


4.1 


4.5 


0.684 


1.050 


Physical Properties - Films 






Film Thickness, mm 


0.0762 


0.0762 


Blow Up Ratio 


2.68 


2.68 


Draw Down Ratio 


6.22 


6.22 


Tensile Strength. MPa 


Machine Direction (MD) 


15.20 


14J5 


Transverse Direction fTD) 


12X3 


13.80 


150% Modulus. MPa 






MD 


7.27 


2.04 


TD 


1.77 


1.59 


300% Modulus. MPa 




MD 


732 


2.42 


TD 


2.45 


2.03 


Ultimate Elongation. % 






MD 


906 


975 


TD 


881 


944 


Elastic Modulus. MPa 






MD 


119.50 


10.15 


TD 


6.15 


4.11 


Stress Ret. % at 30 min. 






MD 


45J 


68.4 


TD 


68.3 


73.2 


Perm. Def.. % 




MO 


16.4 


12.6 


JB . 


7.4 . 


7.9 


Creep Compliance. MPa' at 60 min. 






MD 


0.003 


0.517 


TD 


0.852 


0.541 



35 
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Comparison of Examples 3 to 6 to Examples 7 to 1 0 # respectively, establishes that 
product containing 18.69 percent diblodc show lower percent stress retention while having 
similar permanent deformation properties. These examples differ only in the diblock level. 
High stress retention values are better for elastic properties. 

5 Creep Compliance 

Comparison of Examples 3 to 6 to Examples 7 to 10, respectively, establishes that 
lower creep compliance values are obtained for similar materials when diblock is not present 
and when styrene is present in the thermoplastic polymer. Comparison of Example 4 to 
Example 5 further shows that styrene-maleic anhydride block copolymer is superior to 

10 polystyrene and polyethylene as the thermoplastic polymer. Low creep compliance values are 
desired for most purposes. 

Thermoplastic Content (Level Percent T hermoplastic Effect) 

Comparison of Examples 1 1, 12 and 13 established that increasing levels of 
thermoplastic results in reductions in the creep compliance value while at the same time 
<! 5 showing lower stress retention values. Those skilled in the art will be able to determine the 
appropriate balance of creep compliance and stress retention for a given application. 
Melt Flow Rate/Processing Effect 

Comparison of Examples 1 , 3, 1 5, and 1 6 show that products containing up to 
50 percent styrene-fcoprene-styrene as a part of the block copolymer composition maintain a 
20 consistent melt flow rate after extended processing, while product 100 percent 

styrene-butadiene-styrene show unacceptable melt flow rate properties after extended 
processing. High viscosity (low melt flow rate) makes practical processing difficult on 
conventional equipment Maintaining a consistent melt viscosity during processing is desired 
for most purposes. 
25 Percent Stvrene in the-SBC 

Comparison of Examples 1,3, and 17 to Examples 14, 15and 16 respectively, 
establishes that products containing less than 29 percent styrene in the block copolymers 
component show higher stress retention while maintaining acceptable creep compliance value 
and permanent deformation properties. 
30 Production of Elastomeric Articles - Film 

Examples 18and 19 demonstrate that elastomeric films can be readily 
manufactured on conventional plastic equipment to meet the property requirements for an 
acceptable elastomeric article. Example 18 describes a useful article with elastomeric 
properties in only one direction (transverse direction only) while Example 19 describes a useful 
35 article with elastomeric properties in both directions (machine and transverse directions). 

Example 1 8 further demonstrates an elastomeric artide with a high modulus of elasticity in the 
machine direction while retaining elastic performance in the transverse direction. 
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1. A composition useful in preparing elastomeric articles which comprises: 

A. from 70 to 95 parts by weight of one or more block copolymers) 
corresponding to the formula: A-B-R-(B-A)„ (Formula (I)) or Ax-(BA-)^BA (Formula (II)) 

5 wherein each A is a polymer block comprising a monovinylidene aromatic monomer and each B 
is a polymer block comprising a conjugated diene, X is the remnant of a multifunctional 
coupling agent, and n is an integer from 1 to 5, x is 0 or 1 , and y is a real number of from 0 to 3, 
at least 40 percent by weight of the block copolymers have the B block comprised of isoprene, 
the weight percent of monovinylidene aromatic monomer in the block copolymer is from 1 0 to 

1 0 35 percent by weight, the total block copolymer composition contains no more than 4 percent 
by weight of a diblock of the Formula B-A, the block copolymers have a melt flow rate of from 
2 to 30; and 

B. from 5 to 30 parts by weight of a thermoplastic polymer comprising one or 

more of: 

1 5 i. a copolymer comprising a monovinylidene aromatic monomer and an 

anhydride; 

ii. polystyrene; or 

iii. polyethylene; 

wherein the total parts of block copolymer and processing aid is 100 parts and films prepared 
20 from the composition exhibit a creep compliance of 1 .5 

MPa* 1 or less as measured according to ISO 899-1 981 (E) modified for elastomeric articles, a 
retention force of 60 percent or greater as measured according to ASTM-D 2991 at 30 minutes, 
and a permanent deformation of 10 percent or less as measured according to ASTM-D 4649. 

2. The composition of Claim 1 wherein the average weight percentage of 
25 monovinylidene aromatic monomer in A is from 1 0 to 28 percent and the copolymers have a 

peak average molecular weight of from 50,000 to 180,000. 

3. The composition of Claim 1 or 2 wherein the block copolymer contains 
2 percent by weight or less of diblock. 

4. The composition according to any one of Claims 1 to 3 wherein the block 
30 copolymer is present in an amount of from 75 to 90 parts by weight and the monovinylidene 

aromatic monomer anhydride copolymer, polystyrene, polyethylene or a mixture thereof is 
present in an amount of 10 to 25 parts by weight 

5. The composition according to any one of Claims 1 to 4 wherein the block 
copolymer is a mixture of from 40 to 1 00 parts by weight of a triblodc of 

35 styrene-rsoprene-styrene and of from 0 to 60 percent by weight of a triblock of 
styrene-butadiene-styrene. 

6. The composition according to any one of Gaims 1 to 5 wherein the 
thermoplastic polymer is a monovinylidene aromatic monomer anhydride copolymer. 
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7. The composition according to any one of Claims 1 to 6 wherein the 
monovinylidene aromatic monomer content of the block copolymer is from 1 0 to 22 percent by 
weight 

8. An elastomeric article comprising the composition according to any one of 

5 Claims 1 to 7. 

9. An elastomeric article according to any one of Claims 1 to 8 which is in the form 
of a film, one or more fibers, woven fibers or a non-woven netting. 

10. The elastomeric artide according to any one of Cairns 1 to 9 wherein the 
modulus in at least one direction is 60 MPa or greater, as measured according to ASTM D882- 

10 83. 



-19- 



INTERNATIONAL SEARCH REPORT 



Inter nal Application No 

PCT/US 95/12873 



A. CLASSIFICATION OF SUBJECT MATTER 

IPC 6 C08L53/02 D01F8/00 



Accoutre to Intennfaonil P«tt» CUnficmiion (IPC) of to botti mlionil d«r»fic«tion «m> IPC 



D04H1/00 



B. FIELDS SEARCHED 



Mimmum documeooaon aardwd (dimfianon lynem followed by 

IPC 6 C08L 



cUnfictfiOD lymbob) 



x dociarirrfaonn to Ok extent flat ext. documents arc toduded in toe fiddi eearc 



t of data base tod* where practical* search terms used) 



C DOCUMENTS CONSIDERED TO BE RELEVANT 



C**i«y € 



Qua on of document, with irttfrFVN where appropriate, of the relevant 



ReknflltDcUtmNo. 



A 



US.A.4 329 309 (W. KELLY) 11 Hay 1982 
cited in the application 
see example 2 

W0.A.95 00586 (DANPREN A/S) 5 January 1995 
see the whole document 

EP.A.O 454 173 (NIPPON ZEON CO., LTD) 30 
October 1991 
see example 3 

W0.A.93 13168 (THE DOW CHEM. CO.) 8 July 
1993 

see examples 7-14 



□ 



1 of box C. 



ID 



Patent family n 



i are luted in annex 



■ Special categories of a ted documo 

"A* document de fin i n g die general i 

conadcrcd to be of parQcuUr rdevsi 
*E* eartierdocunxmbuipiddiAedon or after the l 

filing date 

"L* document winch may throw doubts on priority damsts) or 
which n ated to aubtafa the pubhca&on date of i ' 



later document puhliahcd after the inwmaaonal filing date 
orprkwrtydateWnottocotifti^ 
cited to the principle or theory underlying die 



-X* documat of ot ipcuU r relevance; I 
cannot be considered novel or cam 
invorve an inventive step when the c 



*0* document referring to an oral cksctocure, uk, i 
odtcr iwem 

*P* document published prior to the iirt aon al filing date but 

i the pnonty date d at mrd 



of particular rekvaocc; the claimed i 

'to involve an invent ve atep when the 




Date of the actual completion of the 

2 February 1996 



Name and mailing address of the ISA 

European Patent Office, PJB. $811 
NL - 22S0 HV Rijrwijk 
Tct ( + 31-70) 340-2040, Tk. 31 651 
Fax( + 31-70) 340-3016 



Data of mailing of the international search report 

12.02.96 



Glikman, J-F 



Fan rCT/OJUllt (mom* thart) P«J» IW2) 



INTERNATIONAL SEARCH REPORT 

.uiafms&ao an patent family i 



No 



PCT/US 95/12873 



Patent document 



Publication 



Patent family 
10 



date 



US-A-4329309 


11-05-8Z 


1 IC.i. 




UD 11 /3 




All— D— 




If 11 D3 






All— Q— 




£9 Ul Ob 






CA-A- 


1148686 


21-06-83 






EP-A.B 


0046402 


24-02-82 






iD-r- 




11 IV 7U 










oQ.ni -on 

«— Ul !>U 






JP-A- 


57059745 


10-04-82 






US-A- 


4381326 


26-04-83 










CO UJ Ol 






JP-A- 


1211579 


24-08-89 






US-A- 


4305990 


15-12-81 


WO-A-9500586 


05-01-95 


All O 

Au-B- 


6993194 


17— ni— oc 




CA-A- 


Zllb31o 


iy"l£ 94 






i io a 

US-A- 


&4441Z1 


ZZ-UO-9D 


EP-A-454173 


30-10-91 


JP-A- 


4227749 


17-08-92 




US-A- 


5270388 


14-12-93 


WO-A-9313168 


08-07-93 


AU-B- 


659696 


25-05-95 




AU-8- 


2926992 


28-07-93 






CA-A- 


2120734 


08-07-93 






EP-A- 


0617719 


05-10-94 






JP-T- 


7502556 


16-03-95 






US-A- 


5334657 


02-08-94 



Fare PCT/tSA/211 (p«M a**y wa) <J«* 1912) 



